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TI Preparation of 1 , 2 -disubstituted 1, 4 -dihydro-4 -oxoquinoline compounds a 
antiviral agents 

IN Tamura, Takashi; Kuriyama, Haruo; Agoh, Masanobu; Agon, Yumi; Soga, 

Manabu ; Mori , Teruyo 
PA Maruishi Pharmaceutical Co., Ltd., Japan 
SO Eur. Pat. Appl., 44 pp. 
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AB The title compds. [I; Rl = alkyl, cycloalkyl, Ph, etc.; n = 1-3; R2 = 
alkyl, pyridyl, f uryl , etc.; R3 = H, alkyl, Ph, etc.; if R2 = Ph 
optionally substituted with halo or alkoxy, R3 may represent a bridging 
group between the 3rd position of the quinoline ring and said Ph at a 
position next to the ring carbon atom at which said Ph is directly 
connected to the quinoline ring, said bridging being selected from CH2 , 
CO, 1,2-ethylidene, etc.; if R2 = 2-thienyl, 5-alkyl-2 -thienyl or 
N-alkylpyrrol-3-yl, R3 may represent CH2; R4 = alkyl, alkenyl, CH2Ph, Ph] 
having antiviral activity, were prepared When the bridge is formed of a 
Cl-3 alkylidene, the compound of the invention has formula II [Rl, R4 , n as 
above; x = 1-3; R5 = H, halo, alkyl, alkoxy; m = 1-2]. Thus, treating 
1-indanone with n-BuLi and tetramethylenediamine in THF followed by addition 
of l-ethyl-6-isopropylisatoic anhydride (preparation given) afforded II [x = 1; 
Rl = 8-iso-Pr; R4 = Et; R5 = H] . The compds. I were tested in vitro for 
anti-picornavirus activity and for anti-rhinovirus activity (data given) . 
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RL: RCT (Reactant) ; SPN (Synthetic preparation); PREP (Preparation); RACT 
(Reactant or reagent) 

(preparation of 1, 2-disubstituted 1, 4-dihydro-4-oxoquinoline compds. as 
antiviral agents) 
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TI Preparation of 3-phenoxy and 3-pyridyloxypyrazole-l-carboxamide and 

-thiocarboxamide derivatives and intermediates therefor, processes for 
producing these, and herbicide containing these as active ingredient 

IN Hirai, Kenji; Uchida, Atsushi; Watanabe, Atsuko; Abe, Taeko; Ueda, Takuya; 
Ito, Hiroshi 

PA Sagami Chemical Research Center, Japan; Kaken Pharmaceutical Co., Ltd. 
SO PCT Int. Appl., 176 pp. 
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AB Pyrazole derivs . represented by the following general formula [I; Rl = H, 
(un) substituted Cl-6 alkyl or C3-8 cycloalkyl, Cl-6 alkoxycarbonyl , 
(un) substituted Ph; R2 = H,halo, (un) substituted Cl-6 alkyl; R3 = H, 
(un) substituted Cl-12 alkyl, C3-8 cycloalkyl, C7-11 aralkyl, C3-6 alkenyl, 



* . C3-6 alkynyl, Ph, Cl-6 alkoxy, C3-8 cycloalkyloxy, C7-11 aralkyloxy, C3-6 
alkenyloxy, C3-6 alkynyloxy, or PhO; R4 = H, (un) substituted Cl-12 alkyl, 
C3-8 cycloalkyl, C7-11 aralkyl, C3-6 alkenyl, C3-6 alkynyl, or Ph; or 
NR3R4 together forms a heterocyclic ring; R5 = (un) substituted Ph or 
pyridyl; Y = 0, S] are prepared Thus, 0.40 g Et3N and 0.25 g Me isocyanate 
were added to a solution of 1.24 g 3 - (2 , 6-dichloro-4- 

trif luoromethylphenyloxy) -5-methylpyrazole in 20 EtOAc and stirred at room 
temperature for 6 h to give 59.0% N-methyl-3- (2 , 6-dichloro-4- 
trif luoromethylphenyloxy) -5-methylpyrazole-l-carboxamide (II) . II at 1 
kg/ha postemergence completely controlled Chenopodium album, Echinochloa 
crus-galli, Amaranthus retroflexus, and Digitaria ciliaris. 
IT 452098-62-3P 452098-64-5P 

RL: AGR (Agricultural use); BSU (Biological study, unclassified); SPN 
(Synthetic preparation) ; BIOL (Biological study) ; PREP (Preparation) ; USES 
(Uses) 

(preparation of phenoxy- and pyridyloxypyrazolecarboxamides and 
-thiocarboxamide derivs . as herbicides) 
RN 452098-62-3 CAPLUS 

CN IH-Pyrazole-l-carboxamide, N- (4-chloro->2-methylphenyl) -5-methyl-3- [3- 
(trif luoromethyl) phenoxy] - (9CI) (CA INDEX NAME) 
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CN IH-Pyrazole-l-carboxamide, N- (2 -chloro-6 -methylphenyl) -5-methyl-3- [3- 

(trif luoromethyl ) phenoxy] - (9CI) (CA INDEX NAME) 
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AN 1953:23816 CAPLUS 
DN 47:23816 
OREF 47:4085e-g 

TI Naphthol dyes. I. Synthesis of Fast Violet B base 
AU Konishi, Kenzo; Nishiura, Ayaru 
CS Naniwa Univ., Sakai 

SO J. Soc. Org. Synthet . Chem. (Japan) (1952), 10, 542-5 

DT Journal 

LA Unavailable 

AB 2-Amino-4-chlorotoluene was condensed in Na2C03 with p-toluenesulfonyl 
chloride at 95° to 2 - (p-tolylsulf onamido) 4-chlorotoluene, further 
nitrated with 15% HN03 at 80° to 2 -p-tolylsulf onamido-4-chloro-5- 
nitrotoluene, deacylated with 80% H2S04 at 110-15° to 
2-amino-4-chloro-5-nitrotoluene (I) , methoxylated with MeOH-KOH 
at 130° to 2-amino-4-methoxy-5-nitrotoluene, benzoylated 

in toluene by boiling with BzCl over an oil bath to 2 -benzamido-4-methoxy- 
5-nitrotoluene, and finally reduced by boiling over a water bath 
with Fe dust (in EtOH) and 5% HCl to 2-benzamido-4 -methoxy-5-aminotoluene 
(Fast Violet B base), yield above 80%; with Raney Ni catalyst above 90%. 



From I by similar benzoylation and reduction was obtained 
2-benzamido-4-chloro-5-aminotoluene which gave fast brown with naphthol 
dyes. 

IT 812665-69-3, o-Benzotoluidide , 4 ' -amino-5 1 -chloro- 

(preparation of) 
RN 812665-69-3 CAPLUS 

CN o-Benzotoluidide, 4 ' -amino-5 ■ -chloro- (5CI) (CA INDEX NAME) 




L10 ANSWER 4 OF* 5 CAPLUS COPYRIGHT 2 005 ACS on STN 

AN 1947:11816 CAPLUS 

DN 41:11816 

OREF 41:2397h-i / 2398a-h 

TI Qualitative separation of the isomeric nuclear-substituted 

tetrabromonitrotoluenes 
AU Qvist, Walter 
CS Abo Akad., Abo, Finland 

SO Acta Acad. Aboensis, Math, et Phys . (1940), Volume Date 1939, 

12 (No. 1) , 17 pp. 
DT Journal 
LA German 

AB In a study of the composition of the nitration products of tetrabromcymene 
other than 2 , 3 , 5 , 6-tetrabromo-4-nitrotoluene (I), the isomers of 
I were ' prepared and studied. p-MeC6H4NH2 (25 g.j in 2 1. 10% HC1 was 
treated with 75 g. Br. The solid material, filtered, washed with H20, and 
recrystd. from EtOH, gave 53 g. 3 , 5-dibromo-4-aminotoluene (II), m. 
73-4°. II (60. g.), treated according to Nevile and Winther (Ber. 
13, 974(1880)), washed with EtOH and Et20, and recrystd. from EtOH, 
yielded 40 g. 3 , 4 , 5-tribromotoluene (III), m. 90.5-1.5°. Ill (20 
g.), 2 g. iodine, 2 g. Fe, and 3.2 ml. Br in 200 g. CC14 were heated at 
50° in daylight until all the Br had reacted (a few days to 3 
weeks, depending upon the season) . The reaction product was washed with 
Na2S203 solution, with H20, dried, and evaporated The residue, recrystd. from 
EtOH, yielded 19.8 g. 2 , 3 , 4 , 5-tetrabromotoluene (IV) , m. 
111.5-12.5°. IV (2 g.) was gently heated with 40 ml. fuming HN03 
until solution was complete (0.5 nr.). Cooling yielded 1.5 g. crude 
3 , 4, 5, 6-tetrabromo-2-nitrotoluene (V) which, boiled with an 
equal amount of piper idine in EtOH and then recrystd. from EtOH, yielded 
pure V, m. 22 0.5-1.5°. Longer heating with fuming HN03 or heating 
with HN03 and H2S04 resulted in lower yields. In a similar manner, 
starting with m-MeC6H4NH2 , were prepared 2 , 4 , 6-tribromo-3 -aminotoluene (VI), 
m. 102.5-3°, and 2 , 3 , 4 , 6-tetrabromotoluene (VII), m. 
112-12.5°. VII (2.5 g.) and 75 ml. fuming HN03 were kept at room 
temperature several hrs. and then slowly heated Until solution was complete. 
Cooling yielded 1.95 g. crude crystals which, purified with EtOH and 
piperidine, yielded 2 , 4 , 5 , 6-tetrabromo-3 -nitrotoluene (VIII), m. 

224.5- 5.5°. Nitration of VII with concentrated H2S04 and fuming HN03 
gave demethylated and other by-products. VI (5 g.), 1.55 g. Ac20, a few 
drops H2S04, and some AcOH heated on the H20 bath until solution was 
complete, and the resulting product recrystd. from dilute EtOH gave 

2.4. 6- tribromo-3-acetamidotoluene (IX), m. 211.5-12°. IX gradually 
added to cold fuming HN03 and then poured onto ice gave 
2,4,6-tribromo-5-nitro-3-acetamidotoluene (X), m. 269-9.5° (EtOH). 

X was heated with concentrated H2S04 at 110° 10 min., cooled, and poured 
onto ice. The precipitate, washed and recrystd. from EtOH, gave 
2,4, 6-tribromo-5-nitro-3-aminotoluene (XI), m. 188.5-9.5°. XI (10 
g.) in cold concentrated H2S04 was treated with nitrous gases, diluted with H20, 
and treated with KBr and Br. The precipitated perbromide was filtered, carefully 
washed with H20, EtOH, and Et20, and decomposed by solution in warm AcOH. The 
resulting precipitate (7.2 g.), purified by means of piperidine and EtOH and 
recrystd. from EtOH, yielded 4.7 g. VIII. Nitration of tetrabromocymene, 



• purification with piperidine and EtOH, and recrystn. from EtOH yielded I, 
m. .217.5-18.5°. Mixed m.ps. of various percentages of I and V, I 
and VIII, and V and VIII showed no depression. Reduction of I, V, and 
VIII with Zn and AcOH at room temperature gave solid products which were easily 
identified. V (100 mg.) was treated with 0.5 g. Zn and 10 ml. AcOH and 
allowed to stand 24 hrs . at room temperature The mixture was diluted with H20 # 
filtered, and extracted with Et20. The Et20 extract was evaporated and the residue, 
dissolved in EtOH, precipitated with H20, and recrystd. from 50% EtOH, yielded 
3, 5, 6-tribromo-2-aminotoluene (XII), m. 85-5.5°. XII was 

diazotized with nitrous gases in dilute HN03, diluted with H20, and heated 

with EtOH a few hrs. on the H20 bath. The precipitate, filtered and crystallized from 

dilute MeOH, gave 2 , 3 , 5-tribromotoluene (XIII), m. 52-2.5°, did not 

depress the m.p. of authentic XIII. Nitration of XIII with fuming HN03 

and concentrated H2S04 yielded 3 , 5 , 6-tribromo-2 , 4 -dinitrotoluene , m. 

213.5- 14.5°. Similar reduction of VIII and recrystn. from EtOH 
yielded 2 , 4 , 6-tribromo-3-aminotoluene (XIV), m. 102.5-3°; mixed 
m.p. with XII, 77-80°. Removal of the NH2 group as above gave 

2. 4. 6- tribromotoluene (XV), m. 68-9°. Similar reduction of I and 
recrystn. from 30% EtOH gave 2 , 6-dibromo-4-aminotoluene, m. 89-90°, 
which upon bromination yielded XV. XIII was prepared by brominating 
o-MeC6H4NH2 in HC1 solution to form 3 , 5-dibromo-2-aminotoluene, m. 
47-8°, which was deaminized by diazotization as described above. 

XV was prepared similarly from m-MeC6H4NH2 . 
IT 857569-22-3 , m-Acetotoluidide , 2 ' , 4 ' , 6 1 -tribromo-5 ' -nitro- 

(preparation of) 
RN 857569-22-3 CAPLUS 

CN m-Acetotoluidide, 2 4 ', 6 1 -tribromo-5 ■ -nitro- (5CI) (CA INDEX NAME) 




NHAC 



L10 ANSWER 5 OF 5 CAPLUS COPYRIGHT 2 005 ACS on STN 

AN 1945:5940 CAPLUS 

DN 39:5940 

OREF 39:918i, 919a-b 

TI Nitro amino derivatives of o-bromobenzoic acid 

AU Goldstein, Henri; Preitner, Gaston 

SO Helvetica Chimica Acta (1944), 27, 888-91 

CODEN: HCACAV; ISSN: 0018-019X 
DT Journal 
. LA French 

AB Nitration of 0.52 g. of 2 , 5 -Br (AcNH) C6H3C02H (prepared by a slight 

modification of the method of Bamberger, C. A. 19, 1258) with 0.8 cc . HN03 
(d. 1.50) at room temperature for 20 min. gave 0.50 g. (83%) of 

5- acetamido-2-bromo-6-nitrobenzoic acid (I), m. 112°, identical 

with the product obtained by the oxidation of 1.08 g. of 5-acetamido-2 -bromo- 

6- nitrotoluene (II) with 2 g. KMn04 in 50 cc . H20 in the 

presence of 2 g. MgS04 in 99 cc. H20 by refluxing for 3-4 h. and crystallizing 
the product from AcOH. I was saponified to the corresponding 
5-amino-2-bromo-6-nitrobenzoic acid, m. 218°. II was obtained in 
the nitration of 11.5 g. of 5-acetamido-2-bromotoluene, m. 103-4°, 
which yielded 7 g. of 5-acetamido-2-bromo-4-nitrotoluene (III) , 
m. 126-7°, II and some 5-amino-2 -bromo-6-nitrotoluene, m. 
103°, and a small amount of 5-acetamido-2 -bromo-4 , 6 -dinitrotoluene, 
m. 224-5°. Oxidation of III produced the corresponding 
5 -acetamido-2 -bromo-4 -nitrobenzoic acid, m. 208°, saponified to 
5 -amino-2 -bromo-4 -nitrobenzoic acid, m. 236.5°, in 77% yields. 
IT 857617-22-2, m-Acetotoluide , 4 -bromo-2 -nitro- 857617-25-5 
, m-Acetotoluide, 4 -bromo-2 , 6-dinitro- 
(preparation of) 



RN ' 857617-22-2 CAPLUS 

CN m-Acetotoluide, 4-bromo-2-nitro- (4CI) (CA INDEX NAME) 



Br 




NHAc 



RN 857617-25-5 CAPLUS 

CN m-Acetotoluide, 4 -bromo-2 , 6-dinitro- (4CI) (CA INDEX NAME) 
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